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bases (g) and aldehydes is decisively influenced by the anion bresent.
—(N—1ydr 13-1,,.h-+v*979 ium chlorides; formed in the addition re-

action of B-methylthlo-l h.dinhenyl-1,2,4-triazolium chloride (lc) with al-
dehydes, can he easily reduced to K-alkylel,2,/-triazoliunm iodldes (2).
Reductlon of thege with NaBH), affords aldehydes by acidie hydr01y51s—or
carboxylie acids by alkaline hydrolysis, the cerbon chain of whieh has been
lengthened by one CII2 groun, as cormared to the starting aldehyde.

Tt bas been reported in our earlier communications [11 that the reac-
tion of "nueleophiliec carbene"” 2, obtained from 3-methylthio~l, t~diphenyl-~
=1,2,4%~triazoliv" iodide (lg), with aldehydes is a reversible process, and
with the exception of the case Ii=li, equilibrium is shifted in the presence
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that equilibrium is influenced by the anion present. Thus, for exammle,

2

from bromide & is formed at O C in chloroform in

rieily lasiane, but 1b does not react with benzaldshyde.
Chloride lc {37 rescts under the above conditions with acetaldehyde and

benzaldehyde to give 3e and 3f.

In the presence of iodide ion the triazolium salts 3d, Je and 3f are
decomposed by triethylamine into the corresponding aldehyde and la.

It has been further established that the &-chloro derivatives formed
from derivatives 3 with thionyl chloride can be easily reduced with an aque
ous KI-NaHSO, solution into iodides 5, as shown on the exammle of 3c Tai,

. e mrn On
4 \lit, Pa 2 ZDS—ZGU C u.) has been prepared aiso from -chioroacetyl chloride

and 3—methy1-1,h-diphenyl isothiosemicarbazide, 5a has been identified with
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a: =T a:R=1 Y=1 (r.n, 204205 °C a.,7 )
b : ¥ = Dp b :R =1 X =z=br (mon. 2ho=2"2 % A ,00 )
c : V¥ =C1 P = .= 01 (mon.: 230-231 °C 4.,77 )
d: N =rte X=0nr (ap.: 2082205 %°C a., "6 )
e : P =le X =01 (p.+ 202-203 % a.,0 )
: 2= Ph o= €1 (mop.: 16902170 °C d.,47 7))
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Generalizin~ the reactions described above, the reduced iodides 5 can

be nrenared at a satisfactory vield wyithioul {the isolation of the intermedi-~

ate produetls, The equimolecular solution of lg and aliphatic aldehydes in

. o . . .
chloroform 1s stirred at 0 in the presence of equimolecular itriethylamine

for 30 minutes, and the ecxcess triethylamine in then removed hy shalting
with bydrochloric acid.

with a twofold excess of thionmyl chloride for 30 minutes, and after evanora

After drying, the solution in chloroform is boiled

tion, the solution of the crude product in methanol-acetone is boiled for

10 minutes with the agueous solution of a fourfold excess of KI and NaHSOB.
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R—CH=0 mp yield %
>=CH=0 227-2728 821[05]
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Todides 5 formed give after reduction in the known way [11 with Naﬂnh

and decounosition 1n acid gediun the homologous R-CH2-0H=O aldelwydes. Vhen
Lhe derivatives 5 are boiled with dilute aqueocus~uwethanolic notassim
hydroxyde, the respective R-CH2-COOH carboxylic acid are obtained hesides

the foruation of 1,%~dinhenylsemicarbazide and methanethiol [771.

o R-CH,=CH=0
N SMe \‘\\OB\’\L' | Toa”
T o
R—CH2*<‘<>hJ W
N T
L @ 01y &~ R=CH;COOH+PRNHNHCONHPh + MeSH
2
) 1
R-CH-CH=0 b p Cftorr V: R—CH, -C OO H bp'c torr [0
a °la
N /
Y\che0 90-92/760 |72 [181)  YNcoom 17476/ 760 |75 9]
AAA/CH=0 168-170/760| 53 01| AANA/COOH 94-35/05 | 70 [9]
CH=0 COOH
\{\/\(\/ 89-92/11 | 57 (11 Y VYV 12 9-132/0.4 | 71 [12)
OMe
CH=0 |118-122/01 cooH 174-175/02
AAANAMNAN s 13 AAAANNAN 37
mp 6-7 °C mp 1-12 °C

All new compounds gave correct mlcrosnalyses and were characlerized by
their IR, 1H~NKR and mass svnectra. Known products were identified hy comnpar=
ison with authentic samnles.
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